A. 1-Bromo-1-phenylthioethene. A 300 mL, two-necked, round-bottomed flask is fitted with a magnetic stirring bar, a pressure-equalizing dropping funnel, and a reflux condenser to which a nitrogen inlet tube and an oil bubbler are attached, is flushed with nitrogen.
Procedure
A. 1-Bromo-1-phenylthioethene. A 300 mL, two-necked, round-bottomed flask is fitted with a magnetic stirring bar, a pressure-equalizing dropping funnel, and a reflux condenser to which a nitrogen inlet tube and an oil bubbler are attached, is flushed with nitrogen.
In the flask are placed 13.6 g (100 mmol) of phenyl vinyl sulfide (Note 1) and 80 mL of ether (Note 2), and then cooled to ca. -78｡C with a dry ice-methanol bath. Bromine (16.0 g, 100 mmol) is added dropwise over 30 min to the stirred solution. After warming up to room temperature, 40 mL of absolute ethanol, followed by a solution of 8 g (143 mmol) of potassium hydroxide in 80 mL of absolute ethanol are added dropwise to the resulting slightly red solution over 30 min. The light brown solution containing white precipitate of potassium bromide is stirred at room temperature for 2 hr. The precipitate is filtered off and the solvent is removed thoroughly by rotary evaporation. The residue is treated with 200 mL of ether and 200 mL of water. Then, the organic layer is separated, washed with brine (50 mL), and dried over anhydrous magnesium sulfate. After the evaporation of solvent by rotary evaporation, the residual oil is distilled under reduced pressure to Although our original method4 used sodium hydroxide as a base, potassium phosphate will be desirable for the extention of the present procedure for the base sensitive compounds.
Under such conditions, the reaction with 9-(10-carbo-methoxydecanyl)-9-BBN proceeds similarly without saponification of ester group. 12. Ethanolamine was purchased from Nakarai Chemicals, Japan. The reagent reacts with the resulting 9-BBN residue to give an air stable 1:1 adduct5 which is insoluble in hexane.
13. This operation effectively removes the remaining palladium-containing compounds, phosphine derivatives, and borane residue. 14. Gas chromatographic analysis of the product (Finnigan ITD 800 
